S3
reduced, the yield of indole 11 increased. Concurrently, the solvent was changed to acetonitrile, resulting in a much lower yield of the desired indole 11, and a previously unseen by-product identified as dimethyl 2-acetoxy-3-(3,5-dimethoxyphenylamino)maleate in 11% yield (Table 1, entry 6). Addition of a base (NaOAc) did not help facilitate the reaction in acetonitrile (Table 1, entry 7), resulting in further acetoxylation of enaminone 10 (25%). 1 Promisingly, reducing the oxidant loading to 10 mol% in DMA, provided 11 in 77% yield ( 1 , entries 10-12) did not improve the yield of 11.
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S5
(100 mL) and water (2 x 100 mL), dried (MgSO 4 ), and concentrated to give the di-isopropoxy compound 4 as a light yellow liquid (1.336 g, 92% 
5,5'-Dibromo-2,2'-diisopropoxy-1,1'-biphenyl (5)
To a solution of 2,2'-diisopropoxy-1,1'-biphenyl 4 (1.30 g, 4.81 mmol) in glacial acetic acid (50 mL) at 0 °C was added NaOAc (1.13 g, 13.78 mmol). Molecular bromine (0.550 mL in 25 mL glacial acetic acid, 10.68 mmol) was added dropwise over 2 h to the icy slurry. The reaction was allowed to come to room temperature and stirred for a further 2 h before being quenched with 10% sodium metabisulfite (80 mL) and partitioned with DCM (70 mL). The aqueous phase was further extracted with DCM (3 x 50 mL) and the combined organic layers were washed with water (3 x 100 mL), dried (MgSO 4 ), and concentrated to give an off white solid. The crude solid was purified by recrystallisation in hot absolute ethanol providing 5 as a white crystalline solid (1.94 g, 94% 
S7
(1 x 15 mL) and the combined organic extracts were washed with 2M KOH (3 x 50 mL) and water (3 x 100 mL), dried (MgSO 4 ), and concentrated. The crude yellow solid was recrystallised from hot ethanol to give 5,5'-dibromo-2,2'-dimethoxy-3,3'-dinitro-1,1'-biphenyl 7 as light yellow needles (0.505 g, 87%), which were spectroscopically identical to that reported in the literature. 4 
Dimethyl 2-(3,5-dimethoxyphenylamino)maleate (10)
To a solution of 3,5-dimethoxyaniline 9 (1.07 g, 7.01 mmol) in methanol 
Dimethyl 2-(4-cyanophenylamino)maleate (12)
To a solution of 4-aminobenzonitrile (0.242 g, 2.05 mmol) in methanol (7 mL) was added dimethyl acetylenedicarboxylate (0.327 mL, 2.66 mmol) and the reaction stirred at 70 °C for 24 h. The solvent was removed in vacuo and the crude residue redissolved in EtOAc (25 mL) and absorbed onto gravity silica gel. The crude residue was subjected to gravity silica gel column chromatography (10% EtOAc:hexane) to yield the desired Michael addition product 12 as an off-white crystalline solid (0.459 g, 86% 
S10
which time TLC analysis showed complete conversion of the starting material to the desired indole (bright blue absorbance under UV light). The reaction was diluted with EtOAc (50 mL) and filtered through a short plug of gravity silica gel and washed with EtOAc (50 mL). The organic filtrate was then washed with 1M HCl (30 mL), which was then back extracted with EtOAc (1 x 20 mL). The combined organic extracts were washed with water (4 x 30 mL) and brine (1 x 20 mL), dried (MgSO 4 ) and concentrated in vacuo. The crude residue was subjected to gravity silica gel column chromatography (30% EtOAc:hexane increased to 50% EtOAc:hexane), providing the desired indole 13 as a light yellow crystalline solid (35 mg, 35% 
Dimethyl 2-(4-bromophenylamino)maleate (14)
To a solution of 4-bromoaniline (0.375 g, 2.17 mmol) in methanol (7 mL) was added dimethyl acetylenedicarboxylate (0.346 mL, 2.82 mmol) and the reaction stirred at 70 °C for 24 h. The solvent was removed in vacuo and the crude residue redissolved in EtOAc (25 mL) and absorbed onto gravity silica gel. The crude residue was subjected to gravity silica gel column chromatography (5% EtOAc:hexane) to yield the desired Michael addition product 14 as a bright yellow oil (0.546 g, 79%). 1 H NMR (CDCl 3 , 300 MHz): δ 9.59, bs, 1H, NH; 7.38, AA'XX spin system, J AA'XX' = 9.0 Hz, S11 after which time TLC analysis showed complete conversion of the starting material to two major products. The reaction was diluted with EtOAc (50 mL) and partitioned with 1M HCl (30 mL), which was then back extracted with EtOAc (2 x 10 mL). The combined organic extracts were then washed with water (3 x 30 mL) and brine (1 x 30 mL), dried (MgSO 4 ) and concentrated in vacuo.
The crude indole was subjected to gravity silica gel column chromatography (50% EtOAc:petroleum spirit) providing the desired indole 15 as a yellow solid (19 mg, 22%), which was spectroscopically identical to that reported in the literature. 6 water (3 mL). The mixture was stirred and heated at 80 °C for 22 h before being diluted with water (40 mL). The reaction was allowed to cool to room temperature and filtered, leaving a white gum.
Upon drying under high vacuum a white solid was obtained, and determined to be the title compound 17 (40 mg, 74% 
